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(54) Preparation of metal silicon nitride films via cyclic deposition 



(57) This invention relates to an improved process for producing ternary metal silicon nitride films by the cyclic 
deposition of the precursors. The improvement resides in the use of a metal amide and a silicon source having both NH 
and SiH functionality as the precursors leading to the formation of such metal-SiN films. The precursors are applied 
sequentially via cyclic deposition onto the surface of a substrate. Exemplary silicon sources are monoalkylamtno silanes 
and hydrazinosilanes represented by the formulas: 



(RiNH) n SiR2 m H 4 ^. m (n=1,2; m=0,1,2; n+m =<3); 

and 



(R 3 2 N-NH) x SiR 4 y H 4 . x . y (x=1 t 2; y=0,1,2; x+y=<3) 

wherein in the above formula R 1 * 4 are same or different and independently selected from the group consisting of alkyl, 
vinyl, allyl, phenyl, cyclic alkyl, fluoroalkyl, silylalkyls. 
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Description 

BACKGROUND OF THE INVENTION 

5 [0001] Metal silicon nitride films are known and have been used in the semiconductor industry to provide a diffusion 
barrier for interconnects and they have been used as gate electrodes. Traditionally, aluminum has been used for inter- 
connects in semiconductor devices, but recently, copper, with its lower resistance and better electromig ration lifetime 
than that of aluminum, has been used for integration. However, copper is very mobile in many of the materials used to 
fabricate semiconductor devices and can diffuse quickly through certain materials including dielectrics. Electromigration 

10 of copper into the silicon substrate ruins device performance. Thus, it is necessary to have barrier layers in place to 
avoid any diffusion within the semiconductor device. 

[0002] Metal nitride layers, e.g., titanium nitride (TiN) layers have been employed as barrier layers against diffusion, 
including copper diffusion, in semiconductor device structures, e.g., contacts, vias and trenches. However these barrier 
layers must be as thin as possible to accommodate the higher aspect ratios of today's devices. They must be inert and 
15 must not adversely react with adjacent materials during subsequent thermal cycles, must prevent the diffusion or migration 
of adjacent materials through it, must have low resistivity (exhibit high conductivity), low contact or via resistance and 
low junction leakage. 

[0003] Barrier performance to copper diffusion as, for example, has been difficult to achieve. Metal silicon nitride films, 
particularly titanium-silicon-nitride layers have been found to provide a better diffusion barrier for aluminum or copper 
20 ■ interconnects than titanium nitride barriers as silicon nitride blocks the grain boundaries in the metal nitride. The grain 
boundarie in the polycrystalline metal nitride provide diffusion pathway for copper atoms. 

[0004] Currently in the formation of ternary films, a metal amide, silane, and ammonia are sequentially deposited on 
the substrate via cyclic deposition but the process poses processing issues. Silane is a pyrophoric gas and creates a 
potential safety hazard. In addition, three precursors are employed in the cyclic process requiring three deposition steps 

25 along with respective purge steps. On the other hand, aminosilane or hydrazinosilane and ammonia have been reported 
to form silicon nitride. Importantly, though, it has been found that in these films, there is no direct metal-silicon bond in 
the metal silicon nitride formed by either chemical vapor deposition or atomic layer deposition, implying metal nitride 
and silicon nitride are in separate phases in the resulting film, i.e., metal nitride is stuffed with silicon nitride. 
[0005] The following patents and articles are representative of processes for producing metal-silicon nitride films and 

30 silicon nitride and their use in the electronics industry. 

[0006] US 2004/0009336 discloses a process for forming a titanium silicon nitride (TiSiN) layer using a cyclical dep- 
osition process. In the cyclic deposition process a titanium-containing precursor, a silicon-containing gas and a nitrogen- 
containing gas are alternately adsorbed on a substrate. One exemplary process alternately provides pulses of tetrakis 
(dimethyamido)titanium, pulses of ammonia and silane to form the titanium silicon nitride (TiSiN) layer on the substrate. 

35 [0007] USA 2004/0197492 discloses a method of forming a titanium silicon nitride barrier layer on a semiconductor 
wafer, comprising the steps of depositing a titanium nitride layer on the semiconductor wafer via vaporizing tetrakis 
(dimethylamino)titanium; plasma treating the titanium nitride layer in an N 2 /H 2 plasma; and exposing the plasma-treated 
titanium nitride layer to a silane ambient. Silicon is incorporated into the titanium nitride layer as silicon nitride thereby 
forming a titanium silicon nitride barrier layer. 

40 [0008] Alen, P., T, Aaltonen, M. Ritala, M. Leskela, T. Sajavaara, J. Keinonen, J. C. Hooker and J. W. Maes, AID of 
Ta(Si)N Thin Films Using TDMAS as a Reducing Agent and as a Si Precursor, Journal of The Electrochemical Society 
151(8): G523-G527 (2004) disclose the deposition of Ta(Si)N films by employing TaCI 5 , NH 3 and tri(dimethylamino) 
silane (TDMAS) as the reactive species. Multiple pulsing sequences are disclosed, with the sequence TaCI 5 , TDMAS, 
and NH 3 affording the best results. 

45 [0009] US 2003/01 90423 discloses a multiple precursor cyclical deposition system utilizing three or more precursors 
in which delivery of at least two of the precursors to a substrate structure at least partially overlap. Metal precursors of 
Ta, Ti and Hf such as pentadimethylamino tantalum and hafnium chloride are illustrative of metal precursors, silicon 
precursors include silane, chlorosilanes, and silicon chloride, and nitrogen precursors include ammonia and hydrazines. 
[0010] US 2003/0190804 discloses a method for the simultaneous deposition of multiple compounds on a substrate 

50 in differing processing regions. In the process, a metal precursor, e.g., TiCI 4 or PDMAT is pulsed followed by the pulsing 
of a nitrogen compound. To enhance the deposition rate, doses of the first and second compounds initially are separated 
by a time delay and then at least one dose is effected where both the first and second compound are in fluid communication 
with the substrate surface. 

[0011] US 6,426,1 17 discloses a method for forming a three-component film containing metal, silicon and nitrogen for 
55 use in semiconductor devices on a substrate. The method comprises the steps: preparing separate reactive gases 
consisting of a gaseous metal compound, a gaseous silicon compound and an ammonia gas under conditions such that 
the gaseous metal compound and the ammonia gas do not form a mixture. The examples show a process cycle wherein 
tetrakis(dimethylamido)titanium is introduced into a chamber, followed by ammonia gas and then silane. In another 
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example the silane is mixed with the tetrakis(dimethylamido)titanium gas and deposited. 

[0012] Marcadal, C, M. Eizenberg, A. Yoon and L Chen, Metallorganic Chemical Vapor Deposited TiN Barrier En- 
hancement With SiH 4 Treatment, Journal of The Electrochemical Society, 149: C52-C58 (2002) disclose the formation 
of a ternary TiSiN layer to enhance barrier resistance to copper diffusion in semiconductor application. The TiSiN films 
5 are prepared by chemical vapor deposition (CVD) using a metallorganic precursor (MOCVD-TiN) e.g., (dimethylamino) 
titanium (TDMAT), silane and a nitrogen source. In this process, TDMAT is deposited initially followed by plasma treatment 
with a gas mixture of nitrogen and finally, the deposited films are exposed to silane. This process route leads to the 
formation of a Si-N bond layer in the TiSiN film. 

[0013] Min, J.-S., J.-S. Park, H.-S. Park and S.-W. Kang, The Mechanism of Si Incorporation and the Digital Control 
w of Si Content During the Metallorganic Atomic Layer Deposition of Ti~Si~N Thin Films, Journal of The Electrochemical 
Society 147: 3868-3872 (2000) disclose the formation of titanium-silicon-nitride thin films by metallorganic atomic layer 
deposition (MOALD) using tetrakis(di methyl am ido)titanium (TDMAT), ammonia, and silane as the precursors. When the 
reactants are injected into the reactor in the sequence of a TDMAT pulse, an SiH 4 pulse, and an NH 3 pulse, the Si 
content in the Ti-Si-N films is saturated at 18 atom %. By changing the sequence in the order of TDMAT, NH 3 , and SiH 4 , 
15 the Si content is increased to 21 atom %. 

[0014] The following patents and articles are representative of processes for producing silicon nitride films. 
[0015] Laxman, R.K., T.D. Anderson , and J.A. Mestemacher, "A low-temperature solution for silicon nitride deposition, 
in Solid State Technology p. 79-80 (2000) disclose a process to make silicon nitride using bis(tert-butylamino)silane 
and ammonia. 

20 [0016] US 5,874,368 describes formation of silicon nitride at a temperature below 550°C using bis(tert-butylamino) 
silane and ammonia. 

[0017] US 2004/0146644 discloses a method for forming silicon nitride employing hydrazinosilane with and without 
ammonia. All the silicon nitride processes so far have been deposited at temperature above 500°C. 

25 BRIEF SUMMARY OF THE INVENTION 

[0018] This invention relates to an improved process for producing ternary metal silicon nitride films by the cyclic 
deposition of the recited precursors. The improvement resides in the use of a metal amide and a silicon source having 
both NH and SiH functionality as the precursors leading to the formation of such metal-SiN films. The precursors are 
30 applied sequentially via cyclic deposition onto the surface of a substrate. Exemplary silicon sources are monoalkylami- 
nosilanes and hydrazinosilanes represented by the formulas: 

(RiNH) n SiR2 m H 4 ^(n=1,2; m=0,1,2; n+m =<3); 

35 and 

(R3 2 N-NH) x SiR 4 y H 4 . x . y (x=1,2; y=0,1,2; x+y=<3) 

wherein in the above formula R 1-4 are same or different and independently selected from the group consisting of alkyl, 
40 vinyl, allyl, phenyl, cyclic alkyl, fluoroalkyl, silylalkyls. 

[0019] Several advantages can be achieved through the practice of this invention, and some of advantages are as 
follows: 

an ability to produce high quality ternary metal silicon nitride films; 

45 

an ability to form high quality films while eliminating some of the common precursors that present significant safety 
and corrosion issues; and, 

an ability to incorporate desirable silicon levels in TiN at temperatures generally below conventional processes, e.g., 
50 below 500 °C; 

an ability to control the silicon content in the metal silicon nitride via the control of pulse time of a silicon source in 
a cyclic deposition process, e.g., a CVD process; 

55 an ability to achieve excellent deposition rates in a cyclic CVD, thus making possible an increase of wafer throughput 

at production scale; 

an ability to produce ultra-thin metal silicon nitride films employing ALD; 
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an ability to produce metal silicon nitride films using two precursors while eliminating the use of a separate nitrogen 
source, e.g., ammonia; 

an ability to reduce the metal center in a resulting metal silicon, thus reducing the resisitivity of the resulting film; and, 

5 

an ability to increase the film stability by forming metal-nitrogen-silicon linkages in the resulting metal silicon nitride. 

BRIEF DESCRIPTION OF THE DRAWING 

10 [0020] The drawing is a graph showing deposition rates and film compositions in ALD processes vs. the dose ratio of 
TDMAT to BTBAS. 

DETAILED DESCRIPTION OF THE INVENTION 

15 [0021] This invention is related to an improvement in a process to produce ternary metal silicon nitride films via cyclic 
deposition. Sequential deposition of select precursors via chemical vapor deposition and atomic layer deposition tech- 
niques provide for excellent quality films and reduces the associated hazards associated with many precursor formula- 
tions. 

[0022] The term "cyclical deposition" as used herein refers to the sequential introduction of precursors (reactants) to 

20 deposit a thin layer over a substrate structure and includes processing techniques such as atomic layer deposition and 
rapid sequential chemical vapor deposition. The sequential introduction of reactants results in the deposition of a plurality 
of thin layers on a substrate and the process is repeated as necessary to form a film layer having a desired thickness. 
[0023] Atomic layer deposition is one form of cyclic deposition and comprises the sequential introduction of pulses of 
a first precursor and, in this case, a second precursor. In many of the prior art procedures, pulses of a third precursor 

25 were employed. For example, in an ALD process, there is the sequential introduction of a pulse of a first precursor, 
followed by a pulse of a purge gas and/or a pump evacuation, followed by a pulse of a second precursor, which is 
followed by a pulse of a purge gas and/or a pump evacuation. If necessary, or desired, there may be a pulse of a third 
precursor. Sequential introduction of separate pulses results in alternating self-limiting chemisorption of monolayers of 
each precursor on the surface of the substrate and forms a monolayer of the deposited materials for each cycle. The 

30 cycle may be repeated as necessary to generate a film of desired thickness. 

[0024] The growth rate of ALD is very low compared to conventional CVD process. A typical growth rate of an ALD 
process is 1-2 A/cycle. One approach to increase of growth rate is that of modification of the ALD process by operating 
at a higher substrate temperature than ALD, leading to a CVD-like process but still taking advantage of the sequential 
introduction of precursors. This process is called cyclic CVD. 

35 [0025] Cyclic CVD deposition may also be used as a method for forming ternary films of desired composition and 
thickness. In this process the precursors (reactants) are introduced to the CVD chamber and vaporized onto a substrate. 
Subsequent reactants are supplied as in an ALD process but, of course, the individual film thicknesses in the cyclic CVD 
process are not limited to monolayers. 

[0026] To facilitate an understanding of a cyclic deposition process for the formation of a ternary film as contemplated 
to herein, a first precursor for deposition onto a substrate is a metal amide. Metals commonly used in semiconductor 
fabrication include and suited as the metal component for the metal amide include: titanium, tantalum, tungsten, hafnium, 
zirconium and the like. Specific examples of metal amides suited for use in the cyclic process include those metal amides 
selected from the group consisting of tetrakis(dimethylamino)titanium (TDMAT), tetrakis(diethylamino)titanium (TDEAT), 
tetrakis(ethylmethyl)titanium (TEMAT), tetrakis(dimethylamino)zirconium (TDMA2), tetrakis(diethylamino)zirconium 
45 (TDEAZ), tetrakis(ethylmethyl)zirconium (TEMAZ), tetrakis(dimethylamino)hafnium (TDMAH), tetrakis(diethylamino) 
hafnium (TDEAH), tetrakis(ethylmethyl)hafnium (TEMAH), te/t-butylimino tris(diethylamino)tantalum (TBTDET), 
terf-butylimino tris(dimethylamino)tantalum (TBTDMT), te/t-butylimino tris(ethylmethylamino)tantalum (TBTEMT), ethyl- 
imino tris(diethylamino)tantalum (EITDET), ethylimino tris(dimethylamino)tantalum (EITDMT), ethylimino tris(ethyimeth- 
ylamino)tantalum (EITEMT), terf-amylimino tris(dimethylamino)tantalum (TAIMAT), te/t-amylimino tris(diethylamino)tan- 
50 talum, pentakis(dimethylamino)tantalum, tert-amylimino tris(ethylmethylamino)tantalum, bis(tert-butylimino)bis(dimeth- 
ylamino)tungsten (BTBMW), bis(tert-butyIimino)bis(diethylamino)tungsten, bis(te/t-butylimino)bis(ethylmethylamino) 
tungsten, and mixtures thereof. 

[0027] The metal amide is supplied to the deposition chamber at a predetermined molar volume and for a predetermined 
time. Typically, the metal amide is supplied to a CVD or ALD chamber for a period of 0.1 to 80 seconds to allow the 
55 material to be sufficiently adsorbed so as to saturate a surface. During deposition the metal amide preferably is in the 
gas phase and supplied in a predetermined molar volume typically in the range of 1 to 100 micromoles. Deposition 
temperatures are conventional and range from about 200 to 500 °C, preferably from 200 to 350 °C. Pressures of from 
50 mtorr to 100 torr are exemplary. 
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[0028] In a second step of the process, and subsequent to the deposition of the metal amide, an inert gas, such as 
Ar, N 2 , or He, is used to sweep unreacted metal amide from the chamber. Typically in a cyclic deposition process, a 
gas, such as Ar, N 2 , or He, is supplied into the chamber at a flow rate of 50 to 2000 seem, thereby purging the metal 
amide and any byproduct that remain in the chamber. 
5 [0029] The second precursor employed in the cyclic deposition process is a silicon source and it is one which contains 
at least one reactive N-H fragment and at least one Si-H fragment. Both the N-H fragment and Si-H fragment are 
chemically reactive with the above recited metal amides, leading to formation of an M-N-Si linkage, e.g., a Ti-N-Si linkage 
and reduction of metal center by Si-H. One example of a silicon source suited for use in the cyclic deposition process 
is a monoalkylaminosilane having the formula: 

10 

(R 1 NH) n SiR2 m H 4 ^. m (n=1,2; m=0,1,2; n+m=<3). 

[0030] An alternative to the monoalkylaminosilane and suited as a silicon source for the cyclic deposition is a hydrazi- 
nosilane having the formula: 

15 

(R 3 2 N-NH) x SiR 4 y H 4 . x . y (x=1,2; y=0,1,2; x+y=<3) 

wherein R 1 " 4 in the monoalkylaminosilane and hydrazine are the same or different and are independently selected from 
the group consisting of alkyl, vinyl, allyl, phenyl, cyclic alkyl, fluoroalkyl, silylalkyls, and ammonia. Alkyl functionality in 
20 the respective compounds typically will have from 1-10 carbon atoms, although in preferred cases, the alkyl functionality 
has from 1-4 carbon atoms. 

[0031 ] Examples of monoalkylamino silanes suited for use in the process include: bis(tert-butylamino)silane (BTBAS), 
tris(tert-butytamino)silane, bis(iso-propylamino)silane, and tris(iso-propylamino)silane. Examples of suitable hydrazi- 
nosilanes include: bis(1,1-dimethylhydrazino)silane, tris(1,1-dimethylhydrazino)silane, bis(1,1-dimethylhydrazino)ethyl- 
25 silane, bis(1,1-dimethylhydrazino)isopropylsilane, bis(1,1-dimethylhydrazino)vinylsilane. Of the monoalkyaminosilanes 
and bis(terf-butylamino)silane is good example of a preferred reactant capable of supplying both nitrogen and silicon 
functionality and is a preferred monoalkylaminosilane. 

[0032] The second precursor comprised of the silicon source having SH and NH is introduced into the chamber at a 
predetermined molar volume, e.g., from 1 to 100 micromoles for a predetermined time period, preferably about 0.1 to 
30 1 00 seconds. The silicon precursor reacts with the metal amide and is adsorbed onto the surface of the substrate resu Iting 
in the formation of silicon nitride via metal-nitrogen-silicon linkage. Conventional deposition temperatures of from 200 
to 500 °C and pressures of from 50 mtorr to 100 torr are employed. 

[0033] Subsequent to the deposition of the silicon source, a gas, such as Ar, N 2 , or He, is introduced into the chamber 
typically at a flow rate of 50 to 2000 seem in order to purge the unreacted silicon source and byproducts from the 
35 deposition chamber. Sometimes, in order to purge the unreacted or byproducts, the purge gas may be continuously 
introduced during the entire deposition cycle. 

[0034] Optionally, a third precursor that may be employed in the cyclic deposition process, particularly an ALD process 
which may require a nitrogen source such as ammonia or hydrazine These gases are used in order to produce nitrogen- 
rich film and further reduce the carbon content incorporated in the films in the aforementioned steps. 
40 [0035] In carrying out the process, a suggested deposition cycle is as follows: 

1 . expose vapors of a metal amide to a heated substrate loaded in a reaction or deposition chamber; 

2. allow the metal amide to react with the surface of the substrate, 

45 

3. purge away the unreacted metal amide; 

4. introduce vapors of a monoalkylaminosilane or hydrazinosilane into the reaction chamber to react with the absorbed 
metal amide; 

50 

5. purge away the unreacted monoalkylaminosilane or hydrazinosilane; 

6. if desired, introduce a nitrogen containing reactant, such as ammonia, into the reaction chamber, 
55 7. purge away the unreacted nitrogen containing reactant ; and, 

8. repeat the cycle as outlined above and until a desired film thickness is reached. 
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[0036] It is possible in the above cycle to reverse the order of precursor reactants introduced to the chamber, e.g., 
the silicon source may be introduced first followed by addition of the metal amide. However, higher deposition temper- 
atures are generally required when the silicon source is deposited first. As stated, the metal amide generally deposits 
at lower temperatures than the silicon source and, further, catalytically facilitates its deposition at lower temperature. 

5 [0037] Reaction scheme 1 below describes a typical two-reactant cyclic deposition process illustrating the chemical 
reactions using tetrakis(dimethylamino)titanium (TDMAT) and bis(tert-butylamino)silane (BT6AS) as an example. In that 
scheme, a silicon substrate is pre-treated initially to create reactive sites such as Si-OH, Si-H, and Si-NH fragments on 
the surface. Then the surface is exposed to a metal amide such as TDMAT under conditions for generating a chemical 
reaction between the reactive site and TDMAT, generating a surface occupied by Ti-NMe 2 fragments. Dimethylamine 

w is released as by-product. Depending on whether the step is self-limiting, as in an ALD process, or non-limiting as in a 
cyclic CVD process; the chamber is purged with nitrogen to remove unreacted TDMAT and any by-products. At this 
point a silicon source such as BTBAS is introduced and allowed to react with the Ti-NMe 2 sites resulting in a surface 
covered with Si-H and Si-NH 2 sites. Butene and dimethylamine are released during this reaction. This step too, if self- 
limiting, is an ALD process and if it is not self limiting it is a cyclic CVD. The reaction is cycled until a desired film thickness 

is is established. 

[0038] Absorption of the Ti-NMe 2 is crucial to the formation silicon nitride because deposition of silicon nitride using 
BTBAS alone generally requires a substrate temperature over 500°C. A much lower temperature may be used when a 
metal amide is used in the deposition process as it acts to catalyze the deposition of silicon nitride. 
[0039] The following is a description of the respective reactions in the cyclic deposition process. 
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[0040] Reaction scheme 2 below describes a typical three-reactant process illustrating the chemistry using tetrakis 
(dimethylamino)titanium (TDMAT), ammonia, and bis(tert-butylamino)silane (BTBAS) as the precursors. A silicon sub- 
strate is pre-treated initially to create reactive sites such as Si-OH, Sl-H, and Si-NH fragments on the surface. Then the 
surface is exposed to a metal amide such as TDMAT under conditions for generating a chemical reaction between the 
reactive sites and TDMAT, and creating a surface occupied by Ti-NMe 2 fragments. Dimethylamine is released as a by- 
product. Again, if this step is self-limiting it is an ALD, otherwise it is cyclic CVD process. Unreacted TDMAT and any 
by-product are removed from the chamber by purging with nitrogen. In contrast to reaction scheme 1 , ammonia is 
introduced to convert all TiN Me 2 sites that were generated into Ti-NH 2 sites releasing dimethylamine. BTBAS is introduced 
to the deposition chamber to allow the reaction between the thus formed Ti-NH 2 sites and BTBAS resulting in a surface 
covered with Si-H and Si-NH 2 . Butene, ferf-butylamine, and dimethylamine are released in this step. If this latter step 
is self-limiting the process is a an ALD process, otherwise it is cyclic CVD process. The deposition cycle is repeated 
until desired film thickness is established. 

[0041] The reaction chemistry is illustrated as reaction scheme 2. 
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[0042] Reaction scheme 3 below describes a typical three-reactant process illustrating the chemistry using tetrakis 
(dimethylamino)titanium (TDMAT), and bis(tert-butylamino)silane (BTBAS), and ammonia as the precursors. A silicon 
substrate is pre-treated initially to create reactive sites such as Si-OH, Si-H, and Si-NH fragments on the surface. Then, 
the surface is exposed to a metal amide such as TDMAT under conditions for generating a chemical reaction between 
the reactive sties and TDMAT, generating a surface occupied by Ti-NMe 2 fragments. Dimethylamine is released as a 
by-product. Again, if this step is self-limiting it is an ALD, otherwise it is cyclic CVD process. Unreacted TDMAT and any 
by-products are removed from the chamber by purging with nitrogen. In contrast to reaction scheme 2, BTBAS is 
introduced to the deposition chamber to allow the reaction between the thus, formed Ti-NMe 2 sites and BTBAS resulting 
in a surface covered with Si-H and Si-NH Bu 1 . Tert-butylamine, butane, and dimethylamine are released in this step. If 
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this latter step, too is self-limiting the process is a an ALD process, otherwise it is cyclic CVD process, ammonia is 
introduced to convert all Si-NHBu* to reactive Si-NH 2 sites for the following cycle. The deposition cycle is repeated until 
desired film thickness is established. 

[0043] The reaction chemistry is illustrated in reaction scheme 3. 
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[0044] The following examples are provided to illustrate various embodiments of the invention and are not intended 
to restrict the scope thereof. 

Example 1 

5 

Deposition of TiSiN Films From TDMAT and BTBAS At 200 °C 

[0045] A silicon wafer is charged to a deposition chamber and maintained at a temperature of 200°C and a pressure 
of 200 Pa (1.5 Torr). A Ti-containing compound of 2.6 micromoles, tetrakis(dimethylamino)titanium (TDMAT), is intro- 

10 duced into the chamber over a period of 1 0 seconds pulse along with 1 00 seem N 2 . After deposition of the Ti amide, the 
unreacted Ti amide and byproducts are purged with 2000 seem N 2 for 7.5 seconds. Then, a dose 4.73 micromoles of 
a Si-containing compound, bis(tert-butylamino)silane (BTBAS), is introduced over a period of 80 seconds along with 
100 seem N 2 . Unreacted BTBAS and byproduct are removed by a 40 second purge with 2000 seem of N 2 . 
[0046] The above cycle is repeated for 200 cycles (of the 4 steps) and a film of 45 A thickness is generated. The 

15 deposition rate per cycle is 0.22 A which is much lower than a typical ALD process, showing this temperature is insufficient 
for these precursors to achieve surface saturation. 

Example 2 

20 ALD Formation of TiSiN Films From TDMAT and BTBAS At 250 °C 

[0047] The procedure of Example 1 is followed except that the silicon wafer is maintained at a temperature of 250 °C 
and a pressure of 200 Pa (1.5 Torr). A Ti-containing compound of 2.6 micromoles, tetrakis(dimethylamino)titanium 
(TDMAT) is introduced for 10 seconds into the chamber with 100 seem N 2 . A purge of 2000 seem N 2 follows for 7.5 
25 seconds. Then a dose 4.73 micromoles of a Si-containing compound, bis(ferf-butyiamino)silane (BTBAS), is introduced 
for 80 seconds along with 100 seem N 2 . This is followed by a 40 second purge with 2000 seem of N 2 . The cycle was 
repeated for 100 cycles (of the 4 steps) and a film of 144 A thickness was generated. 

[0048] The deposition rate per cycle is 1 .44 A which falls in the range for a typical ALD process, showing this temperature 
is sufficient to achieve monolayer surface saturation. The Ti to Si molar input ratio is 0.55 and the Ti to Si atomic ratio 
30 in the deposited film is analyzed as 5.2. 

[0049] More experiments are carried out with different doses of TDMAT while keeping the BTBAS dose unchanged 
(see the drawing). The graph in the drawing shows that the film composition (Ti to Si ratio) in an ALD process may be 
modified by changing the dose ratio of the titanium and silicon reactants. Thus, a wide range of compositions may be 
obtained without changing the film thicknesses, significantly. 

35 

Example 3 

Cyclic CVD Formation of TiSiN Films From TDMAT and BTBAS 

40 [0050] The procedure of Example 1 is followed except the silicon wafer is maintained at a temperature of 300°C and 
a pressure of 200 Pa (1 .5 Torr). A Ti-containing compound of 2.6 micromoles, tetrakis(dimethylamino)titanium (TDMAT), 
is introduced for 10 seconds into the chamber with 100 seem N 2 . A purge of 2000 seem N 2 follows for 7.5 seconds. Then 
a dose 4.73 micromoles of a Si-containing compound, bis(tert-butylamino)silane(BTBAS), is introduced for 80 seconds 
along with 100 seem N 2 . This is followed by a 40 second purge with 2000 seem of l^. This is repeated for 100 cycles 

45 (of the 4 steps) and produces a film of 629 A thickness. The rate per cycle is 6.29 A, showing this temperature is too 
high to limit deposition to a monolayer per cycle. In contrast to Examples 1 and 2, a cyclic CVD-like process occurred 
at this temperature, leading to a deposition rate much higher than in an ALD process. 

[0051] The Ti to Si molar input ratio is 0.55 and the Ti to Si atomic ratio in the deposited film is analyzed as 5.6. 
50 Example 4 

Cyclic CVD Using only BTBAS At 300 °C 

[0052] The procedure of Example 3 is followed. A dose 4.73 micromoles of a Si-containing compound, bis(terf-butylami- 
55 no)silane (BTBAS), is introduced for 80 seconds along with 100 seem N 2 . This is followed by a 40 second purge with 
2000 seem of N 2 . This is repeated for 100 cycles (of the 4 steps) and produces no film, showing the absorbed metal 
amides are required to catalyze the CVD of silicon nitride at temperatures below 500 °C and the metal amides play a 
crucial role during the formation of metal silicon nitride. 
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Example 5 

Cyclic CVD Using BTBAS and Ammonia At 300 °C 

5 [0053] The procedure of Example 3 is followed. Ammonia (NH 3 ), is introduced for 1 0 seconds into the chamber with 
100 seem N 2 . A purge of 2000 seem N 2 follows for 7.5 seconds. Then a dose 4.73 micromoles of a Si-containing 
compound, bis(tert-butylamino)silane (BTBAS), is introduced for 80 seconds along with 100 seem N 2 . This is followed 
by a 40 second purge with 2000 seem of N 2 . This is repeated for 100 cycles (of the 4 steps) and does not produce a 
film. This example shows that absorbed metal amides are required to catalyze the decomposition of bis(tert-butylamino) 

10 silane (BTBAS) to form silicon nitride. 

Example 6 

ALD Formation of TaSiN Film From TBTDET and BTBAS At 350 °C 

15 

[0054] The procedure of Example 1 is followed except that the silicon wafer is maintained at a temperature of 350 °C 
and a pressure of 200 Pa (1.5 Torr). A Ta-containing compound of 1.1 micromoles, te/f-butylimino tris(diethylamino) 
tantalum (TBTDET) is introduced for 20 seconds into the chamber with 50 seem N 2 . A purge of 500 seem N 2 follows for 
15 seconds. Then a dose 4.73 micromoles of a Si-containing compound, bis(tert-butylamino)silane (BTBAS), is intro- 
20 duced for 80 seconds along with 50 seem N 2 . This is followed by a 40 second purge with 500 seem of N 2 . The cycle 
was repeated for 200 cycles (of the 4 steps) and a film of 281 A thickness was generated. 

[0055] The deposition rate per cycle is 1 .82 A which falls in the range for a typical ALD process, showing this temperature 
is sufficient to achieve monolayer surface saturation. 

25 Example 7 

Cyclic CVD Formation of TaSiN Film From TBTDET and BTBAS 

[0056] The procedure of Example 1 is followed except the silicon wafer is maintained at a temperature of 400°C and 
30 a pressure of 200 Pa (1 .5 Torr). A Ta-containing compound of 1 .1 micromoles, tert-butylimino tris(diethylamino)tantalum 
(TBTDET), is introduced for 20 seconds into the chamber with 50 seem N 2 . A purge of 500 seem N 2 follows for 15 
seconds. Then a dose 4.73 micromoles of a Si-containing compound, bis(terf-butylamino)silane(BTBAS), is introduced 
for 80 seconds along with 50 seem N 2 . This is followed by a 40 second purge with 500 seem of N 2 . This is repeated for 
200 cycles (of the 4 steps) and produces a film of 2400 A thickness. The rate per cycle is 1 2 A, showing this temperature 
35 is too high to limit deposition to a monolayer per cycle. In contrast to Examples 6, a cyclic CVD-like process occurred 
at this temperature, leading to a deposition rate much higher than in an ALD process. 

[0057] Summarizing the prior art and comparative example, as is known there has been intensive investigation on 
depositing titanium silicon nitride films using tetrakis(dimethylamino)titanium with silane or chlorosilane or tetrakis(di- 
ethylamino)titanium with ammonia and silane. In those processes, silane created safety issues and the chlorosilane 
to created corrosive problems as well as safety issues. There has been also investigation on formation of tantalum silicon 
nitride film using TaCI 5 , TDMAS, and ammonia. This process produces tantalum silicon nitride film contaminated with 
chloride which can lead to corrosion and other long-term stability problems. 

[0058] In contrast to the prior art processes, Examples 1-7 provided herein show that the cyclic deposition of a metal 
amide and monoalkylamino silane as precursors in a cyclic deposition process leads to quality films while employing 
45 only two precursors instead of three. Further, the use of these precursors obviates some of the safety issues associated 
with the use of precursors such as silane. 

[0059] While preferred embodiments have been shown and described, various modifications and substitutions may 
be made thereto without departing from the spirit and scope of the invention. Accordingly, it is to be understood that the 
present invention has been described by way of illustration only, and such illustrations and embodiments as have been 
so disclosed herein are not to be construed as limiting to the claims. 



Claims 

55 1. A cyclic deposition process to form a metal silicon nitride film on a substrate which comprises the steps: 

introducing a metal amide to a deposition chamber and depositing a film on a heated substrate; 
purging the deposition chamber to remove unreacted metal amide and any byproduct; 
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introducing a silicon compound containing an N-H fragment and an Si-H fragment to a deposition chamber and 
depositing a film on a heated substrate; 

purging the deposition chamber to remove any unreacted compound and byproduct; and, 
repeating the cyclic deposition process until a desired thickness of film is established. 

2. The process of Claim 1 wherein the metal amide is selected from the group consisting of tetrakis(dtmethylamino) 
titanium (TDMAT), tetrakis(diethylamino)titanium (TDEAT), tetrakis(ethylmethyl)titanium (TEMAT), tetrakis(dimeth- 
ylamino)zirconium (TDMAZ), tetrakis(diethylamino)zirconium (TDEAZ), tetrakis(ethylmethyl)zirconium (TEMAZ), 
tetrakis(dimethylamino)hafnium (TDMAH), tetrakis{diethylamino)hafnium (TDEAH), tetrakis(ethylmethyl)hafnium 
(TEMAH), te/t-butylimino tris(diethylamino)tantalum (TBTDET), terf-butylimino tris(dimethylamino)tantalum (TBT- 
DMT), te/t-butylimino tris(ethylmethylamino)tantalum (TBTEMT), ethyllimino tris(diethylamino)tantalum (EITDET), 
ethyllimino tris(dimethylamino)tantalum (EITDMT), ethyllimino tris(ethylmethylamino)tantalum (EITEMT), 
tert-amylimino tris(dimethylamino)tantalum (TAIMAT), te/f-amylimino tris(diethylamino)tantalum t pentakis(dimeth- 
ylamino)tantalum, tert-amylimino tris(ethylmethylamino)tantalum t bis(tert-butylimino)bis(dimethylamino)tungsten 
(BTBMW), bis(tert-butylimino)bis(diethylamino)tungsten, bis(terf-butylimino)bis(ethylmethylamino)tungsten, and 
mixture thereof. 

3. The process of Claim 2 wherein the silicon compound containing both an N-H fragment and an Si-H fragment is 
selected from the group consisting of a monoalkylaminosilane having a formula: 

(R 1 NH) n SiR 2 m H 4 ^(n=1,2; m=0,1,2; n+m=<3). 

and, 

a hydrazinosilane having the formula 

(R 3 2N-NH) x SiR 4 yH 4 _ x _ y (x=1,2; y=0,1,2; x+y=<3) 

wherein in the above formulas R 1 " 4 are the same or different and independently selected from the group consisting 
of alkyl, vinyl, allyl, phenyl, cyclic alkyl, fluoroalkyl, silylalkyls. 

4. The process of Claim 3 where the metal silicon nitride is titanium silicon nitride. 

5. The process of Claim 3 wherein the metal amide is selected from the group consisting of tetrakis(dimethylamino) 
titanium (TDMAT), tetrakis(diethylamino)titanium (TDEAT), tetrakis(ethylmethyl)titanium (TEMAT). 

6. The process of Claim 4 wherein the silicon compound containing an N-H and Si-H fragment is selected from the 
group consisting of bis(terf-butylamino)silane (BTBAS), tris(tert-butylamino)silane, bis(/so-propylamino)silane, tris 
(/so-propylamino)silane, bis(1,1-dimethylhydrazino)silane, tris(1,1-dimethylhydrazino)silane, bis(1,1-dimethylhy- 
drazino)ethylsilane, bis(1,1-dimethylhydrazino)isopropylsilane, bis(1,1-dimethylhydrazino)vinylsilane. 

7. The process of Claim 3 where the metal silicon nitride is tantalum silicon nitride. 

8. The process of Claim 3 where the metal silicon nitride is tungsten silicon nitride. 

9. The process of Claim 3 wherein the cyclic deposition process is a cyclic chemical vapor deposition process. 

10. The process of Claim 3 wherein the cyclic deposition process is an atomic layer deposition process. 

1 1 . The process of Claim 3 wherein the pressure in the deposition chamber is from 50 mtorr to 1 00 torr and the temperature 
in said deposition chamber is below 500 °C. 

12. The process of Claim 11 wherein ammonia is used as a third precursor and the sequence of addition is selected 
from the group consisting of metal amide-ammonia-monoalkylaminosilane and metal amide-monoalkylaminosilane- 
ammonia. 

1 3. The process of Claim 1 2 wherein the resulting metal silicon nitride film is exposed to a plasma treatment to desensify 
the resulting metal silicon nitride film as well as to reduce the resistivity of the metal silicon nitride film. 



12 



EP 1 691 400 A1 



14. In a cyclic deposition process for the formation of ternary metal silicon nitride films wherein a plurality of precursors 
are sequentially introduced into a deposition chamber, vaporized and deposited on a substrate under conditions for 
forming said ternary metal silicon film, the improvement which comprises: 

employing a metal amide as a precursor; and, 

employing a silicon compound having an NH and SiH fragment as a precursor. 

15. The cyclic deposition process of Claim 14 wherein the pressure in said deposition chamber is from 50 mtorr to 100 
torr and the temperature in said deposition chamber is from about 200 to 350 °C. 

1 6. The cyclic deposition process of Claim 1 4 wherein the metal amide is deposited prior to said silicon compound and 
said metal amide is selected from the group consisting of tetrakis(dimethylamino)titanium (TDMAT), tetrakis(diethyl- 
amino)titanium (TDEAT), tetrakis(ethylmethyl)titanium (TEMAT), tetrakis(dimethylamino)zirconium (TDMAZ), tet- 
rakis(diethylamino)zirconium (TDEA2), tetrakis(ethylmethyl)zirconium (TEMAZ), tetrakis(dimethylamino)hafnium 
(TDMAH), tetrakis(diethylamino)hafnium (TDEAH), tetrakis(ethylmethyl)hafnium (TEMAH), tert-butylimino tris(di- 
ethylamino)tantalum (TBTDET), terf-butylimino tris(dimethylamino)tantaium (TBTDMT), terfbutylimino tris(ethyl- 
methylamino)tanta!um (TBTEMT), ethyllimino tris(diethylamino)tantalum (EITDET), ethyllimino tris(dimethylamino) 
tantalum (EITDMT), ethyllimino tris(ethylmethylamino)tantalum (EITEMT), terf-amylimino tris(dimethylamino)tanta- 
lum (TAIMAT), terf-amylimino tris(diethylamino)tantalum, pentakis(dimethylamino)tantaium, terf-amylimino tris 
(ethylmethylamino)tantalum, bis(tert-butylimino)bis(dimethylamino)tungsten (BTBMW), bis(tert-butylimino)bis(di- 
ethylamino)tungsten, bis(te/1-butylimino)bis(ethylmethylamino)tungsten. 

17. The process of Claim 16 wherein the silicon compound containing an N-H and Si-H fragment is selected from the 
group consisting of bis(terf-butylamino)silane (BTBAS), tris(tert-butylamino)silane, bis(/so-propylamino)silane, tris 
(iso-propylamino)silane, bis(1,1-dimethylhydrazino)silane, tris(1 ,1-dimethylhydrazino)silane, bis(1,1-dimethylhy- 
drazino)ethylsilane, bis(1 ,1 -dimethylhydrazino)isopropylsilane, bis(1 ,1 -dimethylhydrazino)vinylsilane. 

18. The process of Claim 17 wherein a purge gas is passed through said deposition chamber after the introduction of 
each precursor. 

19. The process of Claim 16 wherein a nitrogen-containing reactant selected from the group of ammonia, hydrazine, 
alkyl hydrazine, and dialkyl hydrazine. 

20. The process of Claim 1 9 wherein the metal amide is deposited first and the silicon compound, and nitrogen-containing 
gas alternated accordingly. 



13 



EP 1 691 400 A1 




EP 1 691 400 A1 



J) 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP G6 00 2371 



DOCUMENTS CONSIDERED TO BE RELEVANT 




Category 


Citation of document with indication, where appropriate, 
of relevant passages 


Relevant 
to claim 


CLASSIFICATION OF THE 
APPLICATION flPCl 


Y 

D,Y 


US 2003/108674 Al (CHUNG HUA ET AL) 
12 June 2003 (2003-06-12) 

* paragraphs L00HJ » LU030J - [0038] ; 
figure 1; table 4 * 

US 6 426 117 Bl (YI KY0UNG S00 ET AL) 
30 July 2002 (2002-07-30) 

* column 1 1 ine 65 - column 2 1 ine 8* 

1 Willi -L , 1 ItIG \J*J V,U 1 UIIUI i- y 1 IMC U) 

claims 1-15,19,20; figure 1; examples 1-3 

* column 3, line 38 - column 4, line 15 * 


1-20 
1-20 


INV. 

H01L21/285 
H01L21/768 
C23C16/34 
C23C16/455 


Y 


US 2004/194706 Al (WANG SHULIN ET AL) 
7 October 2004 (2004-10-07) 
* paragraphs [0009] - [0012] , [0021] - 
[0023], [0043]; figure 2 * 


I, 3,6. 

II, 14,17 




D,Y 


EP 1 441 042 A (AIR PRODUCTS AND 
CHEMICALS, INC) 28 July 2004 (2004-07-28) 
* paragraphs [0002], [0040] - [0042]; 
figure 1; tables 1-3 * 


1,3,6, 
14,17 








TECHNICAL FIELDS 
SEARCHED (IPC) 


A 


US 2004/077183 Al (CHUNG HUA) 

22 April 2004 (2004-04-22) 

* paragraphs [0057], [0058]; figure 8 * 


1-20 


H01L 

C23C 


A 


US 2002/168468 Al (CHOU JING-PEI ET AL) 
14 November 2002 (2002-11-14) 
* paragraphs [0011], [0012], [0060] - 
[0062]; figure 5 * 


1-20 




A 


US 2003/082296 Al (ELERS KAI ET AL) 
1 May 2003 (2003-05-01) 
* paragraphs [0008] - [0011], [0071]; 
figure 5 * 


1-20 




The present search report has been drawn up for all claims 







Place of search 

Munich 



Data of completion of the search 

26 May 2006 



Examiner 

Juhart, M 



CATEGORY OF CITED DOCUMENTS 

X : particularly relevant If taken alone 

Y : particularly relevant if combined with another 

document of the same category 
A : technological background 
O : non-written disclosure 
P : intermediate document 



T : theory or prinoiple underlying the invention 
E : earlier patent document, but published on, or 

after the Tiling date 
D : document cited in the application 
L : document cited for other reasons 



& : member of the same patent family, corresponding 
document 



15 



EP 1 691 400 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 06 00 2371 



This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report. 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way liable for these particulars which are merely given for the purpose of information. 

26-05-2006 



Patent document 
cited in search report 



Publication 
date 



Patent family 
members) 



Publication 
date 



US 2003108674 Al 12-06-2003 



EP 
JP 
W0 



1451385 Al 
2005512337 T 
03050323 Al 



US 6426117 



Bl 30-07-2002 



DE 
0E 
EP 
JP 
KR 
W0 



69906033 Dl 
69906033 T2 
1044288 A2 
2002525432 T 
2000022003 A 
0016377 A2 



US 2004194706 Al 



07-10-2004 



AU 2003303136 Al 
EP 1584100 A2 

JP 2006511087 T 

W0 2004057653 A2 



01-09-2004 
28-04-2005 
19-06-2003 



24- 04-2003 
04-12-2003 
18-10-2000 
13-08-2002 

25- 04-2000 
23-03-2000 



14-07-2004 
12-10-2005 
30-03-2006 
08-07-2004 



EP 1441042 


A 


28-07-2004 


CN 


1518076 A 


04-08-2004 








JP 


2004228585 A 


12-08-2004 








US 


2004146644 Al 


29-07-2004 


US 2004077183 


Al 


22-04-2004 


WO 


03102265 Al 


11-12-2003 


US 2002168468 


Al 


14-11-2002 


NONE 






US 2003082296 


Al 


01-05-2003 


US 


2006078679 Al 


13-04-2006 



) For more details about this annex : see Official Journal of the European Patent Office, No. 1 2/82 



16 



